Materials and methods
All the starting materials were purchased from Acros and Sigma Aldrich company. Solvents were dried and purified according to standard procedures. 1 H, 13 C, 29 Si and HMBC NMR spectra were recorded using a Bruker Avance 400 NMR spectrometer in CDCl 3 , сhemical shifts are referenced to residual chloroform (7.26 ppm, 1 H; 77.0 ppm, 13 C). Chemical shifts are reported in ppm, multiplicities are indicated by s (singlet), d (doublet), t (triplet), q (quartet), p (pentet), h (hextet), m (multiplet) and br (broad).
Analytical gas-liquid chromatography (GLC) was performed using a «Krystall-2000M» chromatograph: the detector is catarometer; helium as carrier gas; sorbent is Chromaton-H-AW with 5% silicon SE-30; 1m long column with 0.003 m diameter; temperature in the column o C. MeCN (HPLC grade) for ESI-HRMS experiments was ordered from Merck and used as supplied. All samples for ESI-HRMS experiments were prepared in 1.5 mL Eppendorf tubes. All plastic disposables (Eppendorf tubes and tips) used in sample preparation were washed with MeCN before use.
High resolution mass spectra were recorded on a Bruker maXis instrument equipped with electrospray ionization (ESI) ion source. The all measurements were performed in a positive (+MS) ion mode (interface capillary voltage: 4500 V) with scan range m/z: 50 -3000. External calibration of the mass spectrometer was performed with Electrospray Calibrant Solution (Fluka). A direct syringe injection was used for the all analyzed solutions in MeCN (flow rate: 3 μL/min). Nitrogen was used as nebulizer gas (0.4 bar) and dry gas (4.0 L/min); interface temperature was set at 180 ºC. The all spectra were processed by using Bruker DataAnalysis 4.0 software package. IR spectra were obtained using an IR spectrometer with a Fourier transformer Bruker "Tensor 37". Spectra were taken from thin films.
Triethylsilane, 1,1,1,3,5,5,5-heptamethyltrisiloxane, copper salts, tert-butyl hydroperoxide, di-tert-butyl peroxide, hydrogen peroxide, ammonium persulfate, benzene, dichloroethane, perfluorotoluene, acetonitrile, dioxane, chlorobenzene and pyridine were purchased from Sigma Aldrich and Acros. Method of synthesis of 2b: 1b (1.91 g, 8.59 mmol, 1 eq.), t-BuOOH (2.21 g, 17.19 mmol, 2 eq., 70% in water), CuCO 3 (0.0053 g, 0.043 mmol, 0.005 eq.) and MeCN (10 mL) were stirred in 50 ml round-bottom flask at 80 °C for 12 h. Yield of 2b was determined by GLC (67%). Then another portion of t-BuOOH (1.11 g, 8.59 mmol, 1 eq., 70% in water) was added, mixture was stirred at 80 °C for 6 more hours. Yield of 2b was determined by GLC (80%, note a). Then the solvent was evaporated (150-200 mbar, Т bath = 40 °C) and reaction mixture was dissolved in 40-50 ml of hexane. Next it was filtered through a short pad (0.4 -0.5 cm) of celite (Celite 545) and then hexane was evaporated (250-300 mbar, Т bath = 40 °C). Product 2b was isolated by distillation under reduced pressure (BP = 34 0 C at 1 mbar, yield = 61%, note b). 
